Methyl-7-isopropyl-3-(4-phenyl-buta-1,3-diynyl)-azulene-1-carboxylate (2)
i-Pr CuI (190 mg, 1.00 mmol) and tetramethylethylenediamine (116 mg, 1.00 mmol) in dichloromethane (3 mL) were added to a solution of 1 (252 mg, 1.00 mmol) and ethynylbenzene (510 mg, 5.00 mmol) in dichloromethane (20 mL). The resulting mixture was stirred at room temperature for 6 h under an air. The reaction mixture was poured into a 10% aqueous solution of NH 4 Cl and was extracted with dichloromethane. The organic layer was washed with brine, dried over Na 2 SO 4 , and concentrated under reduced pressure. The residue was purified by column chromatography on silica gel with dichloromethane as an eluent to give 2 (261 mg, 74%) as purple crystals and 3 (51 mg, 20%) as green needless. CuI (190 mg, 1.00 mmol) and tetramethylethylenediamine (116 mg, 1.00 mmol) in dichloromethane (3 mL) were added to a solution of 1 (252 mg, 1.00 mmol) in dichloromethane (10 mL). The resulting mixture was stirred at room temperature for 3 h under an air. The reaction mixture was poured into a 10% aqueous solution of NH 4 Cl and was extracted with dichloromethane. The organic layer was washed with brine, dried over Na 2 SO 4 , and concentrated under reduced pressure. The residue was purified by column chromatography on silica gel with dichloromethane as an eluent to give 3 (229 mg, 91%) as green needless. CuI (190 mg, 1.00 mmol) and tetramethylethylenediamine (116 mg, 1.00 mmol) in dichloromethane (3 mL) were added to a solution of 1 (252 mg, 1.00 mmol) and trimethylsilylacetylene (491 mg, 5.00 mmol) in dichloromethane (20 mL). The resulting mixture was stirred at room temperature for 12 h under an air. The reaction mixture was poured into a 10% aqueous solution of NH 4 Cl and was extracted with dichloromethane. The organic layer was washed with brine, dried over Na 2 SO 4 , and concentrated under reduced pressure. The residue was purified by column chromatography on silica gel with dichloromethane as an eluent to give 4 (262 mg, 76%) as purple oil and 3 (43 mg, 17%) as green needless. 06, 151.45, 146.73, 143.92, 141.42, 139.72, 138.58, 136.41, 128.09, 115.20, 106.69, 91.19, 88.58, 78.43, 72.78, 51.15, 39.21, 24.51 76.17; H, 4.79; N, 8.88. Found: C, 76.02; H, 4.97; N 8.74 . Potassium carbonate (414 mg, 3.00 mmol) was added to a solution of 4 (349 mg, 1.00 mmol) in methanol (20 mL). The resulting mixture was stirred at room temperature for 2 h. After an addition of diethyl ether and water to the reaction mixture, the organic layer was separated, dried with Na 2 SO 4 , and concentrated under reduced pressure up to 5 mL. 1,4-Diiodobenzene (165 mg, 0.50 mmol), CuI (19 mg, 0.10 mmol), triethylamine (10 mL), and THF (10 mL) were added to the solution of 10.
After an addition of Pd(PPh 3 ) 4 (58 mg, 0.050 mmol) to the degassed mixture, it was stirred at room temperature for 5 h. The reaction mixture was diluted with CH 2 Cl 2 , washed successively with 10% NH 4 Cl and brine, dried with Na 2 SO 4 , and concentrated under reduced pressure. , 74.66; H, 4.03; N, 12.44. Found: C, 74.59; H, 4.11; N 12.38. 
